Four neo-clerodane diterpenoids, neoajugapyrin A, scutegalerins A and B and scutecolumnin C have been isolated from the acetone extract of the aerial parts of Scutellaria galericulata. Neoajugapyrin A and scutecolumnin C are reported in this species for the first time, whereas scutegalerins A and B are new compounds. NMR data of neoajugapyrin A are discussed in detail to support the proposed revised structure of ajugapyrin A.
Scutellaria (Labiatae) species provide a rich source of neoclerodane diterpenes [1] with potent insect antifeedant and antifungal activities [2, 3] . Plant material of S. galericulata L. growing in the UK (Royal Botanic Gardens, Kew), Spain (Madrid province) and Bulgaria has been studied previously, and seven novel neo-clerodanes were reported: jodrellin T, 14,15dihydrojodrellin T, galericulin [4] , scutegalin A, scutegalin B [5] , scutegalin C and scutegalin D [6] , whereas jodrellin B was isolated previously from S. woronowii Juz. [2] . 14,15-Dihydrojodrellin T, scutegalin A, and scutegalin D were present in the Bulgarian plant [7] . All compounds, except galericulin, displayed a 2α,19hemiacetal functionality. In continuation of our systematic studies on Scutellaria species [8] [9] [10] , we have reinvestigated S. galericulata from a different geographical area. Here we report on the isolation of neoajugapyrin A (1), scutegalerin A (2), scutegalerin B (3) and scutecolumnin C (4), with full structural elucidation of 1 and 2. Neoajugapyrin A (which turned out to be 3β-hydroxyscutecyprin) was isolated previously and named ajugapyrin A, but reported as 1β-hydroxyscutecyprin from Ajuga pyramidalis [11] . The previously proposed structure has now been found to be wrong and the name neoajugapyrin A is proposed to indicate the new revised structure (with improved NMR data). The trivial name scutegalerin A is given to the real, now isolated, 1β-hydroxyscutecyprin.
Two TLC homogeneous fractions and a mixture were obtained after chromatography of the acetone extract of the aerial parts of the Bulgarian plant. Compound 1 was isolated from the most polar fraction and the IR spectrum revealed the presence of hydroxyl and acetyl groups and, in addition, bands for (E)-2-methyl-2-butenoyl ester, but the absence of those for either a lactone or furan moiety. The 1 H NMR spectrum of 1 (250 MHz) was identical (direct comparison) with that previously reported for ajugapyrin A [11] . Owing to the limited NMR data available we completed a comprehensive NMR study (600 MHz) to improve the structural elucidation and facilitate identification in subsequent isolations. The 1 H-broadband-decoupled 13 C NMR and the DEPT spectra of 1 (Table 1) displayed 27 and 21 (5x CH 3 , 6x CH 2 , 10x CH) signals, respectively. Data of hexahydrofurofuran, tiglyl and acetyl moieties, as well as for C-6 to C-10 in ring B, were in close agreement with those for the scutecyprin parent system [12; Bozov and Penchev, unpublished data]. Some signal assignments and J constants are corrected owing to improved resolution of the 1 H NMR spectrum. Thus, spectral data of the tiglic acid moiety were in agreement with published values [5, 12, 13] , but the clear multiplicities now observed for Me-4′ and Me-5′ pointed out the interchange of assignment of these signals (as appearing in [11] ). Furthermore, the 4.40 m was reported as collapsing "into a t after addition of D 2 O" pointing out a likely reversal of 1α/2β assignments. Moreover, since the δ H 2.55 brd assigned to H-3α in scutecyprin [12] was not present, O-substitution at C-3 rather than at C-1 was considered a likely possibility requiring an unambiguous rational. Furthermore, the two O functions at C-2 and C-3 may be accounted for in two different ways depending on the carbon involved in the bridge to C-19 and the one with the free hydroxyl function, forming either the common 2. Therefore, the structure was elucidated as 3-hydroxyscutecyprin (and named as neoajugapyrin A to indicate the change to a new revised structure supported by NMR data, as discussed). Additional inferences could be drawn by comparison of selected NMR spectral data for H-1 and H-3in neoajugapyrin A with those of some neo-clerodanes with 2,19 and 4,18 epoxy rings [4, 5, 12, 14] , as given in Table 2 . As a whole, the 1 H NMR spectrum of 1 is very close to that of scutecyprin and scupolin G and similar to that of 14,15-dihydrojodrellin T. 97 and 1.65) were sorted out as each pair in the HSQC spectrum by correlation with δ C 30.8 (the first two) and δ C 33.5 (the last two). Therefore, they could be assigned as C-3 and C-12, respectively. Thus, after a detailed study of the multiplicities, the spin system of ring A could be completed as shown in Figure 3 . Table 1 were adjusted by spin simulation (and in turn those of 1). The now isolated 1β-hydroxyscutecyprin was named scutegalerin A (2).
A third (minor) isolated compound displayed most of the 1 H NMR structural features as 2 (Table 1 ). However, the tigloyl substituent signals were not present, while the expected change for a hydroxyl group as a C-19 substituent was observed [HC(19): δ H 5.61 vs. δ H 6.68 ppm). The compound (1β-hydroxyscutecolumnin C) was named scutegalerin B (3).
Scutecolumnin C (4) was identified (based on 1 H NMR data) as the fourth isolated neo-clerodane and is reported for the first time in this species. It has been found previously in extracts of S. columnae [15, 16] , S. alpina [17] and S. alpina subsp. javalambrensis [18] .
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